Key indicators: single-crystal X-ray study; T = 223 K; mean (C-C) = 0.007 Å; R factor = 0.047; wR factor = 0.074; data-to-parameter ratio = 12.8. 
The asymmetric unit of the title compound, [Rb 2 (P 2 S 6 )-(C 12 H 24 O 6 ) 2 ]Á2CH 3 CN, contains one half of an ) 2 ] 2 [P 2 S 6 ] unit and one acetonitrile solvent molecule. The )] 2 [P 2 S 6 ] unit is completed by inversion symmetry. Its Rb + ion is situated near the centre of the macrocyclic cavity, but is displaced by 0.8972 (1) Å from the O atoms of the crown in the direction of the [P 2 S 6 ] 2À moiety. The overall coordination number of the cation is eight, defined by the six crown ether O atoms and by two terminal S atoms of the [P 2 S 6 ] 2À anion. The hexathiometadiphosphate anion is built up from two tetrahedral PS 4 units joined together by a common edge. The crystal structure is characterized by alternating layers of )] 2 [P 2 S 6 ] and acetonitrile solvent molecules stacked along [010] .
Related literature
For the synthesis of hexathiometadiphosphates, see: Thilo & Ladwig (1962) . For the crystal structures of hexathiometadiphosphates, see: Toffoli et al. (1978) ; Brockner et al. (1985) . For the crystal structures of alkali crown ether hexathiometadiphosphates, see: Gjikaj et al. (2005 Gjikaj et al. ( , 2006 
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Data collection: X-AREA (Stoe & Cie, 2002 ); cell refinement: X-AREA; data reduction: X-AREA; program(s) used to solve structure: SHELXS97 (Sheldrick, 2008 ); program(s) used to refine structure: SHELXL97 (Sheldrick, 2008) ; molecular graphics: ORTEP-3 for Windows (Farrugia, 2012) ; software used to prepare material for publication: SHELXL97, PLATON (Spek, 2009 ) and publCIF (Westrip, 2010) .
Supplementary data and figures for this paper are available from the IUCr electronic archives (Reference: WM2785).
Comment
The first thiophosphates with empirical formula MPS 3 (M = Na, Ag and Tl), were described by Thilo & Ladwig (1962) .
However, the crystal structure determination of Ag 2 P 2 S 6 proved the presence of isolated P 2 S 6 2-anions (Toffoli et al., 1978) . The first alkali metal hexathiometadiphosphate structures, M 2 P 2 S 6 (M = K and Cs), were determined by Brockner et al. (1985) . By using crown ether as complexing agent, alkali hexathiometadiphosphates, M 2 P 2 S 6 (M = Na and K), can be dissolved in CH 3 CN. Such crown-ether-stabilized thiophosphates were obtained in crystalline form by Gjikaj et al. (2005 Gjikaj et al. ( , 2006 . (Gjikaj et al., 2005) .
Experimental
Rubidium hexathiometadiphosphate was prepared by high-temperature element synthesis using the procedure reported by Brockner et al. (1985) . A solution of bis [(1,4,7,10,13,16-hexaoxacyclooctadecane-κ 6 O)rubidium] hexathiometadiphosphate was obtained by adding rubidium hexathiometadiphosphate to a solution of 18-crown-6 in dry acetonitrile.
Refinement
All hydrogen atoms were located in a difference Fourier map and were refined isotropically with no restraints. SHELXL97 (Sheldrick, 2008) ; molecular graphics: ORTEP-3 for Windows (Farrugia, 2012) ; software used to prepare material for publication: SHELXL97 (Sheldrick, 2008) , PLATON (Spek, 2009) and publCIF (Westrip, 2010 
Computing details

Figure 1
The crystal structure of the title compound. Displacement ellipsoids at the 50% probability level. The Rb-O and Rb-S bonds are shown as dashed lines.
Figure 2
The molecular structure of the title compound with atom labels and 50% probability displacement ellipsoids. ) is used only for calculating R-factors(gt) etc. and is not relevant to the choice of reflections for refinement. R-factors based on F 2 are statistically about twice as large as those based on F, and R-factors based on ALL data will be even larger. (11) C12 0.4300 (6) 
Fractional atomic coordinates and isotropic or equivalent isotropic displacement parameters (
